List of supporting information

ECD calculation
The initial three-dimensional structure of configuration a of compound 1 was obtained from the crystal structure while configuration b was built by mirror inverted of a. The theoretical calculations were carried out using Gaussian 09 [1] . Both structures were optimized at B3LYP/6-311G(d,p) in methanol using the IEFPCM model ( Table S1 ). Vibrational frequency analysis confirmed the stable structures. Under the same condition, the ECD calculation was conducted using Time-dependent Density functional theory (TD-DFT). Rotatory strengths for a total of 30 excited states were calculated. The ECD spectrum was simulated in SpecDis [2] by overlapping Gaussian functions for each transition according to (3).
where σ represents the width of the band at 1/e height, and i E  and i R are the excitation energies and rotatory strengths for transition i, respectively.
Parameters of σ and UV-shift for compound 1 were 0.26 eV and 0 nm, respectively.
Energies at B3LYP theory level
Structures for ECD calculations were optimized at B3LYP/6-311G(d,p) in methanol.
Both SCF Energy = -920.699470648 Hartree = -577747.64 kcal/mol. 
Coordinates at B3LYP theory level
Conformational analysis
Conformational analysis was initially performed using Confab [1] with systematic search at MMFF94 force field for undetermined relative configurations of compounds 4 and 5 ( Figure S52 ). Room-temperature equilibrium populations were calculated according to Boltzmann distribution law (2) . Energy calculated in MMFF94 is of inadequate accuracy and Boltzmann-populations concentrated on minority conformers. To avoid missing the authentic conformers, all output conformers were delivered to subsequent Quantum Mechanics (QM) calculations. The energies and populations of all conformers were provided in Table S2 .
Where i N is the number of conformer i with energy i E and degeneracy i g at temperature T, and k B is
Boltzmann constant. Figure S52 . Relative configurations of compounds 4 and 5
ECD calculation
The theoretical calculations were carried out using Gaussian 09. [2] At first, conformers were optimized at PM6 using semi-empirical theory method. The conformers with Boltzmann-population of over 1% were chosen for further optimization at B3LYP/6-311G(d,p) in methanol using the IEFPCM model (Table S4) . Vibrational frequency analysis confirmed the stable structures. Under the same condition, the ECD calculation was conducted using Time-dependent Density functional theory (TD-DFT). Rotatory strengths for a total of 30 excited states were calculated. The ECD spectrum was simulated in SpecDis [3] by overlapping Gaussian functions for each transition according to (3). Parameters of σ and UV-shift for compounds 4 and 5 were list as follows. 
Energies at B3LYP theory level
Structures for ECD calculations were optimized at B3LYP/6-311G(d,p) in methanol. 
